Three of the nine isomeric N-(nitrobenzylidene)iodoanilines, C 13 H 9 IN 2 O 2 , have been found, when crystallized from acetone, to yield polymorphs which differ from those obtained upon crystallization from ethanol. In the second polymorph of 2-iodo-N-(2-nitrobenzylidene)aniline, the molecules are disordered across inversion centres in space group C2/c, but there are no direction-speci®c interactions between the molecules. In the second polymorph of 2-iodo-N-(3-nitrobenzylidene)aniline, the molecules adopt a different conformation from those in the ®rst polymorph, and they are linked into sheets by a combination of a three-centre iodo±nitro interaction and an aromatic %±% stacking interaction, both of which are absent from the supramolecular structure of the ®rst polymorph. The second polymorph of 3-iodo-N-(2-nitrobenzylidene)aniline crystallizes with Z H = 2 in space group P2 1 , and the molecules are linked into sheets by one CÐ HÁ Á ÁO hydrogen bond and two CÐHÁ Á Á%(arene) hydrogen bonds.
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Comment
We have recently described the molecular and supramolecular structures of the isomeric N-(nitrobenzylidene)iodoanilines , all of which were crystallized from ethanol. Of the nine possible isomers, we were able to determine the structures of eight, but the ®nal isomer, 4-iodo-N-(4-nitrobenzylidene)aniline, which crystallized from ethanol with Z H = 2 in space group Fdd2, proved to be intractably disordered. The supramolecular aggregation patterns in the other isomers ranged from isolated molecules with no directionspeci®c interactions between them in 2-iodo-N-(2-nitrobenzylidene)aniline, via chains and sheets, to a three-dimensional framework built from a combination of CÐHÁ Á ÁO hydrogen bonds and iodo±nitro and aromatic %±% stacking interactions in 4-iodo-N-(3-nitrobenzylidene)aniline. Of the eight structurally characterized isomers, only 3-iodo-N-(3-nitrobenzylidene)aniline and 3-iodo-N-(4-nitrobenzylidene)-aniline showed any similarity in their patterns of intermolecular aggregation.
We have now crystallized the same nine isomers from acetone instead of ethanol. 4-Iodo-N-(4-nitrobenzylidene)-aniline remains an intractable problem, and no suitable crystals of 3-iodo-N-(3-nitrobenzylideneaniline were obtained from acetone. Of the remaining seven isomers, four proved to crystallize exactly as from ethanol, but three gave different polymorphs, for each of which the crystallization characteristics and supramolecular aggregation are entirely different from those previously observed for these isomers. We employ here for the polymorphs crystallized from acetone the same numbering of the isomers as that used previously , thus 2-iodo-N-(2-nitrobenzylidene)aniline is denoted (I), 2-iodo-N-(3-nitrobenzylidene)aniline is denoted (II) and 3-iodo-N-(2-nitrobenzylidene)aniline is denoted (IV), with the corresponding designations (Ia), (IIa) and (IVa) denoting the polymorphs previously crystallized from ethanol. Crystallization from acetone of 2-iodo-N-(4-nitrobenzyl-idene)aniline [isomer (III)], 3-iodo-N-(4-nitrobenzylidene)-aniline [isomer (VI)], 4-iodo-N-(2-nitrobenzylidene)aniline [isomer (VII)] and 4-iodo-N-(3-nitrobenzylidene)aniline [isomer (VIII)] gave materials identical in each case to those previously obtained by crystallization from ethanol.
2-Iodo-N-(2-nitrobenzylidene)aniline ( Fig. 1 ) crystallizes from acetone as polymorph (I), in space group C2/c with Z H = 1 2 . The molecules lie across centres of inversion, so that the molecules and, in particular, the iodo and nitro substituents and the ±CH N± bridge are all disordered over two sets of atomic sites having equal occupancy. By contrast, the polymorph obtained from ethanol solution, (Ia), crystallizes with Z H = 1 in space group P2 1 /n, in a unit cell of entirely different dimensions and with fully ordered molecules.
The framework torsion angles de®ning the twist of the aryl rings away from the central spacer unit (Table 1) are rather different for the two orientations of the molecule in polymorph (I), and different again from the corresponding torsion angles in polymorph (Ia). In neither (I) nor (Ia) are there any direction-speci®c intermolecular interactions.
The second form of 2-iodo-N-(3-nitrobenzylidene)aniline, polymorph (II) (Fig. 2) , proved to be a conformational polymorph of the previously reported form (IIa). Polymorphs (II) and (IIa) both crystallize in space group P2 1 /c and, at 120 (2) K, their unit-cell volumes are almost identical.
However, the unit-cell shapes are rather different, with the b value for (IIa) [22.6230 (7) A Ê ] about 50% larger than that for (II). For polymorph (II), there is no phase change between 120 (2) and 298 (2) K; data sets were collected at both temperatures, and both led to the same structure. However, we discuss here mainly the details of the re®nement at 298 (2) K, as this proved to be the more satisfactory of the two.
The overall molecular conformation of (II) can be de®ned in terms of the leading torsion angles ( Table 1 ). The central spacer unit is effectively planar, but both aryl rings are signi®cantly rotated away from the plane of this central unit, as found also for (IIa). On the other hand, the nitro group shows only a small deviation from coplanarity with the adjacent aryl ring. The principal difference between polymorphs (II) and (IIa) is that in (II) the nitro and iodo substituents are on opposite edges of the molecule, while in (IIa) they are on the same edge (see scheme). Hence, (II) and (IIa) may be described as conformational polymorphs.
The supramolecular structure of (II) is dominated by threecentre iodo±nitro interactions augmented by rather weak aromatic %±% stacking interactions. Atom I2 in the molecule at (x, y, z) forms rather long and nearly symmetric IÁ Á ÁO contacts with atoms O1 and O2 in the molecule at
The corresponding values at 120 (2) K are 3.410 (8) A Ê , 3.491 (9) A Ê , 144.4 (2) , 163.9 (2) and 36.5 (2) , respectively. The IÁ Á ÁO distances are towards the upper end of the range reported for such interactions (Allen et al., 1994; Thalladi et al., 1996; Masciocchi et al., 1998; Ranganathan & Pedireddi, 1998; McWilliam et al., 2001; Kelly et al., 2002; Garden et al., 2002; Glidewell et al., 2002) , but, in general, such distances are longer in three-centre interactions, as in (II), than in two-centre interactions. Propagation of the iodo±nitro interaction then produces a chain running parallel to the [010] direction and generated by the 2 1 screw axis along ( 1 2 , y, 1 4 ) (Fig. 3) . A second such chain, antiparallel to the ®rst and related to it by inversion, is generated by the screw axis along ( 1 2 , Ày, 3 4 ). Adopting the recently described (Starbuck et al., 1999) extension of the graph-set notation (Etter, 1990; Bernstein et al., 1995; Motherwell et al., 1999) The molecule of isomer (II), showing the atom-labelling scheme. Displacement ellipsoids are drawn at the 30% probability level.
hydrogen-bonded networks, and regarding the negatively polarized O atoms of a nitro group as donors and the positively polarized I atoms as acceptors, we can describe these chains as being of C(10)[R 2 1 (4)] type. The [010] chains are linked by a single rather weak %±% stacking interaction. The iodinated C21±C26 rings in the molecules at (x, y, z) and (2 À x, Ày, 1 À z) are parallel, with an interplanar spacing of 3.651 (2) A Ê . The ring-centroid separation is 3.920 (2) A Ê , corresponding to a near-ideal centroid offset of 1.427 (2) A Ê (Fig. 4) The intermolecular interactions in (II) may be contrasted brie¯y with those in polymorph (IIa). In the structure of (IIa), there are neither iodo±nitro interactions nor aromatic %±% stacking interactions. Instead, the molecules are linked into a chain of rings, generated by translation, by means of two independent CÐHÁ Á ÁO hydrogen bonds, a form of interaction absent from the structure of (II).
3-Iodo-N-(2-nitrobenzylidene)aniline crystallizes from acetone solution as polymorph (IV), in space group P2 1 with Z H = 2 (Fig. 5) . When crystallized from ethanol, this isomer forms a different polymorph, (IVa), in space group P2 1 /c with Z H = 1. The two independent molecules in (IV) are linked within the selected asymmetric unit by a single CÐHÁ Á ÁO hydrogen bond (Table 2 ), and they adopt conformations which are similar but by no means identical, as shown by the leading torsion angles (Table 1) . These angles and the unique CÐ HÁ Á ÁO hydrogen bond suf®ce to preclude the possibility of additional crystallographic symmetry. The two molecules themselves have no internal symmetry and hence they are chiral. In the absence of any twinning, only a single enantiomorph of each molecule is present in any individual crystal. The molecules in polymorph (IVa) adopt a somewhat different conformation from those in polymorph (IV), but again the molecules are chiral. However, in space group P2 1 /c, both enantiomers are present in each crystal of (IVa).
The bimolecular aggregates in (IV) (Fig. 5 ) are linked into sheets by two independent CÐHÁ Á Á%(arene) hydrogen bonds (Table 2) . Atoms C25 and C45 at (x, y, z) act as donors to the C21±C26 and C41±C46 rings at (2 À x, 1 2 + y, 1 À z) and (1 À x, y À 1 2 , Àz), respectively, so forming two similar chains, both running parallel to the [010] direction and generated by the 2 1 screw axes along (1, y, 1 2 ) and ( 1 2 , y, 0), respectively. The combination of these two chains, together with the CÐHÁ Á ÁO hydrogen bond linking the two molecules in the asymmetric unit, then generates a sheet parallel to (101) (Fig. 6 ).
There are neither iodo±nitro interactions nor aromatic %±% stacking interactions in the structure of (IV), but adjacent sheets are weakly linked by a dipolar nitro±nitro interaction. The bimolecular aggregates at (x, y, z) and (1 À x, y À 1 2 , 1 À z) lie in adjacent (101) sheets and nitro groups in the two independent molecules form a dipolar interaction, with dimensions O11Á Á ÁN32 i = 2.828 (5) A Ê and N12ÐO11Á Á ÁN32 i = 137.6 (3) [symmetry code: (i) 1 À x, y À 1 2 , 1 À z]. We have commented previously on the challenge to the attempted prediction of molecular crystal structures (Lommerse et al., 2000; Motherwell et al., 2002) posed by series of positional isomeric compounds, such as the many isomers of N-(nitrobenzylidene)iodoanilines and related series. The severity of this challenge is markedly enhanced by the observation of solvent-related and/or conformational polymorphism within such a series.
Experimental
The title compounds were prepared as described previously by Glidewell et al. (2002) . Crystals suitable for single-crystal X-ray diffraction were grown by slow evaporation of solutions in acetone. The two independent molecules of isomer (IV), showing the atomlabelling scheme. Displacement ellipsoids are drawn at the 30% probability level. A stereoview of part of the crystal structure of isomer (IV), showing the formation of a (101) sheet. For the sake of clarity, the H atoms not involved in the motifs shown have been omitted.
Isomer (I)
Crystal data For isomer (I), the systematic absences permitted C2/c and Cc as possible space groups; C2/c was selected and con®rmed by the subsequent structure analysis. Structure solution and re®nement in Cc gave exactly the same result as in C2/c, with missing symmetry strongly indicated by the ADDSYM option in PLATON (Spek, 2003) . Because the molecules in (I) are disordered across centres of inversion, the ®nal structural model involved two complete molecules lying across inversion centres, with the nitro and iodo substituents and the central ±CH N± bridge occupying the two alternative sets of sites. Accordingly, each atom site in this model had occupancy 1 4 , and in consequence of the low occupancy on the one hand and the very close proximity of the C atom sites for the two molecular orientations on the other, the independent aryl rings were constrained to be planar rigid hexagons, with the immediate substituents also coplanar with the rings. In addition, apart from the I atoms, it was necessary to restrict the re®nement to isotropic displacement parameters for the non-H atoms. Tight DFIX restraints (SHELXL97; Sheldrick, 1997) were applied to the central C(aryl)ÐC, C N and NÐC(aryl) distances, using the average values for bonds of these types derived 
isomers (I), (II) and (IV).
A is the torsion angle N1ÐC17ÐC11ÐC12, B is C17ÐN1ÐC21ÐC22, C is N3ÐC37ÐC31ÐC32 and D is C37ÐN3ÐC41ÐC42.
Reference: (a) Glidewell et al. (2002) . Table 2 Hydrogen-bond geometry (A Ê , ) for polymorph (IV).
Cg1 is the centroid of ring C21±C26 and Cg2 is the centroid of ring C41±C46. 
from a survey of the Cambridge Structural Database (Version 5.26, February 2005 update; Allen, 2002) ; the average values from 50 error-free and non-disordered structures were C N = 1.268 A Ê , C(aryl)ÐN = 1.419 A Ê and C(aryl)ÐC = 1.465 A Ê . For isomer (II), the space group P2 1 /c was uniquely assigned from the systematic absences. Data sets were collected at both 120 (2) and 298 (2) K; the cell dimensions at 120 (2) K are a = 12.6116 (4), b = 14.7953 (4) and c = 6.7520 (2) A Ê , = 98.934 (2) and V = 1244.59 (6) A Ê 3 . Re®nement of the low-temperature data gave the same structure as obtained from the 298 (2) K data, but with a somewhat higher R value for fewer data, and signi®cantly higher residual densities. For isomer (IV), the systematic absences permitted P2 1 /m and P2 1 as possible space groups; P2 1 was selected and con®rmed by the subsequent structure analysis. All H atoms were located from difference maps and subsequently treated as riding atoms, with CÐH distances of 0.93 A Ê at 298 (2) K and 0.95 A Ê at 120 (2) K, and with U iso (H) = 1.2U eq (C,N). For (IV), the absolute con®gurations of the molecules in the crystal selected for data collection were established by means of the Flack (1983) parameter.
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